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the precursors i the liquid. The suspension 1s heated to a
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METHOD FOR PRODUCING INORGANIC
COMPOUNDS

RELATED APPLICATIONS

This application 1s a National Phase application of PCT/
FR2009/052038, filed on Oct. 23, 2009, which in turn claims
the benefit of prionity from French Patent Application Nos.
08 03875, filed Oct. 23, 2008; 09 53529, filed on May 28,
2009; and 09 055233, filed on Jul. 27, 2009, the entirety of
which are incorporated herein by reference.

The present invention relates to a novel process for
producing morganic compounds 1n powder form 1n an 10nic
liquid medium at low temperature.

PRIOR ART

Materials 1n powder form, whether they are mineral,
organic or organometallic, are of great use, especially as
ceramics used as such or mtended for sintering, for magnetic
materials for data storage, for pigments and luminescent
materials of display systems, or for use as electrode com-
ponents, 1n particular lithium batteries.

These materials are generally prepared according to
ceramic methods or solvothermal methods.

According to the ceramic methods, the precursors of the
final product are treated at a temperature that allows the
atoms, ions or covalent species (SO, PO,’", etc.) to
diffuse, and that allows the volatile products to be removed.

The high temperatures used also bring about the pyrolysis
of organic species that have served as sources of the corre-
sponding elements (alkoxides) or as gelling agents to avoid
the growth of grains (sol-gel method), in particular in
methods placing a polyacid (tartaric acid, citric acid, etc.) in
contact with a polyalcohol. Powders are thus formed, under
an oxidative, neutral or reductive atmosphere. It 1s very rare
to be able to perform reactions of this type at temperatures
below 450° C., below which the precursors react incom-
pletely and/or are poorly crystallized. At a higher tempera-
ture, the problem of volatilization of the alkaline elements
(L1, Na, K) 1n the form of oxide or fluonide arises, which
modifies the expected stoichiometry. These ceramic meth-
ods are energetically expensive. Another drawback of
ceramic methods 1s the polydispersity of the powders
obtained.

Given the drawbacks of ceramic methods, it 1s preferred
to use solvothermal methods, 1n particular hydrothermal
methods, which are precipitation methods 1n liquid medium,
at ordinary pressure or 1n an autoclave. Precipitation meth-
ods 1 liquid medium are energetically economical and, 1f
the nucleation-growth phenomena are controlled, they give
much narrower size distributions. However, for these sol-
vothermal methods, 1t 1s necessary to have available soluble
precursors ol the elements that will be included i the
composition of the final product. Furthermore, these solvo-
thermal methods generate reaction by-products that need to
be reprocessed. These two factors give rise to a significant
production surcharge.

Most of the precipitation reactions require variations of
the degree of solubility of the reagents as a function of the
temperature or of the pH. Many metal-based compounds are
obtained by introducing their precursors into a reaction
support liquid, and then by adding basic compounds and
leaving them to mature (Oswald maturation), the process
being accelerated by raising the temperature. Raising the
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temperature also makes 1t possible to desolvate solvanto-
scopic phases, and to perform polycondensation reactions of
the type:

=M-OH+HO-M=== =M-O-M=+H,O(M=Metal, S,
Ge).

The drawback of this process i1s the rapid, or even
immediate, formation of precipitates of insoluble salts at
basic pH values, or of hydroxides of the metals concerned,
without control of the nucleation step. Another drawback 1s
the possibility of rapid oxidation of the compounds or of the
metal hydroxides by atmospheric oxygen, whereas the cor-
responding soluble salts are stable with respect to air n
acidic or neutral medium. This problem 1s of particular
concern for iron”™, nickel”, cobalt”, titanium™*, cerium®™
and terbium™ compounds. This results in variations of the
final stoichiometry, the color and the magnetic properties,
and also, for electrode materials, a lower bulk capacitance
and/or a release of metal 1ons into the electrolyte. These
phenomena are all detrimental to reproducible syntheses and
make 1t necessary to work under an inert atmosphere espe-
cially involving total degassing of the solvents. Furthermore,
for these syntheses 1n liquid medium, the bases added are
often expensive since they must satisiy critenia of purity of
the final product while at the same time avoiding any
contamination with foreign cations.

The hydrothermal synthesis of lithium 1ron phosphate
LiFePO, 1s an important example of solvothermal synthesis.

It 1s performed according to the following reaction scheme:
1,PO,+FeSO,+3LIOH= LiFePO,+Li,SO,+3H,0

This synthesis requires three equivalents of lithium
hydroxide (L1OH), which 1s an expensive compound. It 1s
thus necessary to recycle a dilute solution that cannot be
released as such as eflluent, and to reconvert the products it
contains into pure L1OH, which 1s expensive in terms of
energy and reagents. Replacing some of the LiOH with
NaOH or KOH has been envisioned, but 1t leads to con-
tamination of the LiFePO, phase with sodium or potassium
ions, respectively. Furthermore, Fe(OH), precipitated 1n
basic medium 1s extremely sensitive to oxidation with
atmospheric oxygen and the result of this 1s contamination
of the final product LiFePO, with trivalent 1ron.

Another drawback of solvothermal methods 1s the limited
acid-base or redox stability range ol the solvents used.
Water, 1n particular, 1s limited to a pH region of 14 and to a
redox window of 1.3 V at 25° C., which reduces with
temperature. Organic solvents have similar drawbacks since
their solubilizing properties are acquired only by means of
the presence of polar groups [OH, CONH,, CON(H)R], and
thus by the presence of labile hydrogen, whose acid-base
and redox limits are similar to those of water.

Iomic liquids (IL) are salts for which, by definition, the
melting point 1s =100° C. To obtain low melting points (T ),
which clearly demark themselves from those of mineral
derivatives (e.g.: NaCl, T ~801° C.), use 1s made of organic
cations and anions. The positive charges are generally borne
by “mum” cations, for instance ammonium, phosphonium,
sulfonium, pyridinium and 1midazolium cations. The nega-
tive charges are borne by anions with delocalized charge,
such as BF,~, PF.~, CF;S0;7, [(CF;S0,),N]~, These com-
pounds are stable at hugh 1s temperatures (2300° C.), they
have no vapor pressure up to this temperature and they have
a large redox stability range, of the order of 3 to 4 V. They
are good solvents for many organic compounds in the form
of discrete molecules or polymers. Metal salts show appre-
ciable solubility 1n 1onic liquids when they have very low
reticular energies, for example the salts of the abovemen-
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tioned anions BF,”, PF.~, CF;S0O;, [(CF;S0,),N]7, 1n
particular the lithium salts, which are of interest for elec-
trochemistry, for batteries or supercapacitors. Said salts are,
however, of no value for any chemical process for the
preparation of powders due to theiwr high cost and the
difficulty in puritying them, due to their very high solubility
in all polar solvents and their highly hygroscopic nature. On
the other hand, the salts commonly used in preparative
chemistry, such as chlorides and a fortior1 anion salts whose
charge is =2, for instance SO,*~, PO,>~, CO,*, C,0,*",
show negligible solubility 1n 10nic liquids. Ionic liquids have
recently been used as solvent and matrix for the synthesis of
mesoporous materials with organic/inorganic components
such as zeolites and MOFs (metal organic frameworks),

(Parham E. R. et al., Acc. Chem. Res., 2007, 40(10),
1005-1013; Lin Z. et al., Dalton Trans., 2008, 3989-3994).

DE-10 2006 011734 describes the use of an 10nic liquid
as a liqumid support for the synthesis of conductive or
semiconductive oxides, more particularly oxides of Sn, In,
/Zn, or Bi, said oxides being optionally doped. The process
consists 1n introducing the precursors into a liquid phase
containing an 1onic liquid and a cosolvent, in removing the
cosolvent by heating, and then 1n treating the dispersion with
microwaves, under vacuum, to obtain the particles of crys-
talline oxide. However, 1n this process, the precursors are
placed 1 contact with the cosolvent, which 1s a liquid in
which they are soluble and/or miscible. The precursors then
react with each other immediately to form the desired oxide
and the rate of reaction does not allow control of the growth
of the grains.

THE PRESENT INVENTION

The aim of the present mnvention i1s to overcome the
drawbacks of the prior art processes for the preparation of
powders by proposing a process lor preparing a complex
inorganic oxide, which i1s economical 1n terms of energy and
starting materials and which makes 1t possible to obtain
homogeneous particles while at the same time avoiding the
phenomena of oxidation of the air-sensitive reagents.

This aim 1s achieved by the process that 1s the subject of
the present invention. Specifically, 1t has been found, sur-
prisingly, that complex oxides or polyanionic compounds
may be prepared in a liquid support comprising an 10nic
liquid, from precursors that have very little or no solubility
in said liquid support, by reaction of said precursors at low
temperature (temperature range 1n the region of 300° C. in
which most of the 1onic liquids are thermally stable), 1.e. at
temperatures markedly below the temperatures used by
conventional ceramic methods, to obtain powders of con-
trolled granulometry, imn particular nanometric sizes and
whose separation from the reaction medium 1s particularly
casy, as 1s the recycling of the effluents and of the suppor-
tionic liquid of the reaction. In addition, said process makes
it possible to use hydrated starting materials, which are
considerably less expensive than anhydrous products and
which are easy to handle, even for precursors whose ex situ
dehydration induces autoxidation phenomena, 1n particular
for 1ron salts. Moreover, the process of the invention, which
uses an 1onic liquid, makes it possible electrochemically to
grow, at temperatures below 200° C., certain oxides, oxy-
fluorides, polyanionic compounds and compounds of tran-
sition elements such as Fe’* or Mn’* that are capable of
being reduced.

One subject of the present invention 1s a process for
preparing an inorganic compound of formula (I) A M
(YO,),Z, (1) in which:
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4

A represents at least one element chosen from alkali
metals, alkaline-earth metals, a dopant element and a
space;

M represents (T,_/1",), T representing one or more tran-
sition metals and T' representing at least one element
chosen from Mg, Ca, Al and rare-earths, O=t<1;

Y represents at least one element chosen from S, Se, P, As,
S1, Ge and Al;

7. represents at least one element chosen from F, O and
OH;

a, m, y and z are stoichiometric coeflicients and are real,
zero or positive numbers, with the following condi-
tions:

a, m, t, vy and z are such that the electrical neutrality of
the 1norganic oxide of formula (I) 1s respected,
a=0; m=>0; y>0
7=0);
starting with precursors of the constituent elements of the
inorganic oxide of formula (I), said process being charac-
terized 1n that 1t comprises the following steps:

1) dispersion of said precursors 1n a support liquid com-
prising one or more ionic liquids formed from a cation and
an anion whose electrical charges equilibrate, to obtain a
suspension of said precursors 1n said liquid,

11) heating of said suspension to a temperature from 25 to
380° C.,

111) separation of said i1onic liquid and of the inorganic
oxide of formula (I) derived from the reaction between said
precursors.

During step 1), 1t 1s possible to use precursors each
containing only one of the elements found in the target
inorganic oxide of formula (I). It 1s also possible to use
precursors containing at least two of the elements found in
the morganic oxide of formula (I).

The precursors of an alkali metal or alkaline-earth metal
A may be chosen from the salts of thermally labile amons,
such as carbonates, hydrogen carbonates, hydroxides, per-
oxides, nitrates; the salts of volatile organic acids such as
acetates and formates; the salts of acids that can decompose
on heating such as oxalates, malonates and citrates. Among
such precursors, mention may be made in particular, for
example, of Li1,CO,, LiHCO,, LiOH, Li1,0,, LiNO,,
L1CH,CO,, LiCHO,, L[Li1,C,0,, Li;C.H.O,, Na,COs;,
NaOH, Na,O,, NaNO;, NaCH,CO,, NaCHO,, Na,C,0,,
Na,C.H.O,, K,CO,, KOH, K,O,, KO,KNO;, KCH,CO,,
KCHO,, K,C,0,, K,C.H.O, and hydrates thereof.

The precursors of a transition metal M and of rare-earths
may be chosen from the salts of volatile inorganic acids such
as nitrates and carbonates, the salts of volatile organic acids
such as acetates and formates, and the salts of acids that can
decompose on heating such as oxalates, malonates and
citrates. Very interestingly from an economic viewpoint,
they may also be chosen from the salts of conventional
inorganic acids, such as sulfates, chlorides and bromides. In
the latter case, the reaction medium contains, after step 1)
reaction products other than the desired complex oxide(s) of
formula (I), 1n particular soluble chlorides or sulfates, 1n
particular of alkali metals, which are soluble 1n water and
which may be readily separated out 1n step 111) of the process.

Among the precursors of a transition metal and of rare-
carths, examples that may especially be mentioned include:

11Cl,, (NH,), T10(C;H,05),, (NH,), T10(C,0,),, (NH,),
TiF., Ti(OR"),, and Ti(NR?), in which each of the
groups R' or, respectively, each of the groups RZ,
represents, independently of the others, an alkyl group
preferably containing from 1 to 10 carbon atoms;
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FeCl;, Fe(S0O,);, Fe(NO;);
hydrates thereof;
FeCl,, FeSO,, Fe(C,0,), Fe(CH,CO,), (especially for
the preparation of LiFePO, and 1ts solid solutions) and
hydrates thereof;

MHC12: MHSO4: MH(C204): MH(CH3C02)2: MH(NOB)Z

and NH_Fe(SO,), and

and hydrates thereof (especially for the preparation of

LiMnPO,,, LiMnBO, and solid solutions thereol);

Co(Cl,, CoSO,, Co(C,0,), Co(CH,CO,),, Co(NO,), and

hydrates thereof;

NiCl,, NiSO,, Ni(C,O,), Ni(CH,CO,),, N1(NO,), and

hydrates thereof;

CrCl;, Cr,(SO,),, Cr(NO,), and hydrates thereof;

VOCl,, VOSO, and hydrates thereof.

The precursors of the oxyanions YO, may be chosen from
the corresponding acids such as H,SO,, H,PO,; thermally
labile ammonium, amine, 1imidazole or pyridine salts, for
istance NH, HSO,, (NH,),SO,, NH, HSeO,, (NH,),Se¢O.,
NH_ H,PO,, (NH4)2HPO4, NH_H,AsO, and (NH,),HAsO;
SlllCOIl Or germanium denvatlves in the form of nanometric
S10, or GeO,; tetraalkoxysilane or germane derivatives
such as (R°0),Si and (R°0),Ge or the polymers
—Si[(OR?),—], (with 0=p=10*) and in which R* represents
an alkyl or alkyloxyalkyl group preferably containing from
1 to 10 carbon atoms, preferably a methyl, ethyl or methoxy-
ethyl radical.

It 1s also possible, 1n the context of the invention, to
introduce the elements of the oxyanions 1n the form of an
alkali metal or alkaline-earth metal salt. This element thus
introduced may be incorporated into the complex oxide
during the reaction with the 1onic liqmd or may form a
reaction by-product of chloride or sulfate type (1f the com-
plex oxide does not itroduce this anion), which 1t 1s then
casy to remove 1n step 11) by washing with water or 1n a
lower alcohol, for instance methanol, ethanol, ethylene
glycol, propylene glycol or glycerol. Examples that may be
mentioned include AHSO,, A,SO,, AHSeO,, A,SeO,,
AH,PO,, A, HPO,, A,PO,, AH,AsO,, A,HAsO,, A;AsO,,
A,510,, A,GeO,, A,S10;, A,GeO; and M,S1.0,, 1n which
A represents an alkali metal or alkahne carth metal. These
compounds are particularly advantageous in the
lithtum salts (A=L1): LiHSO,, L1,50,, L1H,PO,, L1,PO,,
L1,510,, Li1,S510,, L1,S1.0,,. The sodium phosphates
NaH,PO,, Na,HPO, and Na PO, are useful for the prepa-
ration of sodium iron fluorophosphate.

The precursors of the elements S1 and Ge may also be
chosen, respectively, from fluorosilicates and fluorogerms-
anates. In this case, they are preferably used 1n the presence
of boron derivatives that are capable of forming ABF, or
BF;, ABF, being soluble during step 111) and BF; being
volatile.

The fluoride 10n precursors are chosen from alkali metal,
ammonium, imidazolium or pyridinium fluorides; the oxide
ion precursors are chosen from oxides, hydroxides, carbon-
ates and oxalates of the metal A or complexes thereof with
ammonium oxalate. The fluoride 1ons and the oxide 10ns
may be introduced alone or as a mixture with one or more
ol the other constituent elements of the complex oxide.

The amount of precursors present in the support liquid
during step 1) 1s preferably from 0.01% to 85% by mass and
even more preferentially from 5% to 60% by mass.

The process of the invention may advantageously be

performed for the preparation of a very wide variety of

inorganic oxides of formula (I), by choosing the appropriate
precursors from those mentioned above.

Among the morganic oxides of formula (I), mention may
be made of:

form of
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the phosphates A_M_PQO,, 1n particular the compounds
A M' PO, in which a=1 and A=Li; m ranges from 1 to
0.85 and M' represents Fe alone or in combination with

at least one other metal element chosen from Mg, Co,
Ni, Mn, Al, Cr and Ti;

the fluorophosphates A M_PO_F, 1n particular the com-
pounds LiM_PO,F, for example LiFePO,F;

the compounds A M_SO,F, 1n particular the compounds
in which A 1s L1 or Na and M represents at least one

clement chosen from Fe, Mn, Co and Ni, for example
LiFeSO,F, LiCoSO_F, LiNiSO_F, Li(Fe,_Mn )SO,F,
NaFeSO,F and NaCoSO,F.

The lithium fluorosullate has a tavorite structure with a

triclinic lattice with a space group P-1. Sodium fluorosulfate
has a tavorite structure with a monoclinic lattice P2 /c.

A compound A M_SO,_F 1n the form of a single phase
with a tavorite structure i1s obtained according to the process
of the invention from a single precursor for M and SO,
namely the sulfate monohydrate MSO,.H,O. The monohy-
drate may be prepared beforehand, for example by heating
under vacuum. It may also be prepared by heating after
having been introduced into the support liguid 1n which 1t
will then react with the other precursors.

The process of the invention may also be used for the
preparation ol the morganic oxides of formula (I) below:

silicates, for example fayalite and 1ts solid solutions, in
particular silicates of olivine structure Fe,_.__Mn Mg
S10,, (0=x, w=2), and mixed silicates with lithium
Li,Fe, .. Mn Mg S10, (0=x', w'sl);

sulfates, for example Li1,Fe,(SO,), and Na,Fe, (SO, );;

silicophosphates, for example the compounds Na,, 7Zr,
(P,_.S1),0,,,L1,_Fe, P,_S10, L1, FeP, Si O

1—x A

L1, FeSi,_ P O, and Liz_anl_wMngh_xP O,
which O=x<1, O=sw=l;

phosphosuliates, for example (LiFePO,),(SO.,);
silicosulfates, for example Li,_,xFeS1,_ S O,, O=x=<1;
S1.S O,

1 —x—w™~*x~w

phosphosilicosulfates, for example LiM*P
O<x, w=l

mixed  fluorophosphates such as  Na,Fe,_
Mn Mg PO.F (0=x=1 and O=w=0.15) or L1VPO (O, _,
F_) and NaVPO,(O,_F_) with O=x<l, ﬂuorophos-
phates such as MPO_F with M=Fe, Mn or Al.

According to one preferred embodiment of the invention,
the cations of the 1onic liquid are chosen from the cations of
the following formulae:

R4 RS RJZ Rl 5
R/—N"—R> R“—ILL—R9 :é“L—R13 :L:
Rﬁ Rl 0 R14 Rl 6
AIMIMON UM phosphonium sulfonium iodonium
RZD
R26 R25

R23

pyridinimum imidazolium
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-continued
R3 1 R3U
1‘{36 ]TSS
@ N N\ N
R32 I*‘J/ ™~ R29 R377 N34
RZS R33
pyrazolium acetamidinium
R4 | R4U R45 R44

/
\

e
of

N/
\

(O
Ghoe (]

/\
R38 R42 R46 R4?
oxazolium thiazolium pyrrolidinium
RSG RSS
_|_
— RS ’NYN\ R
/'N+ NN+ /N N
R4s \R49 R507 v SRSl R527 TN RS3
piperidinium imidazolinium glanidinium

in which:

the radicals R*-R'’, R*/, R** R*®*, R*”, R’’, R°* R, R*
and R*° to R/, independently of each other, represent
a C,-C,, alkyl, C,-C,, arylalkyl or (C,-C, )alkylaryl
radical;

the radicals R'® to R**, R**, R*>, R*°, R*“ to R*°, R*>, R°°,
R>®, R* to R**, R* and R* represent a hydrogen atom,
a C,-C,, alkyl radical, an aryl radical, a C,-C,,
oxaalkyl radical or a radical [(CH),] Q in which Q
represents OH, CN, C(=0)OR”®, C(=0O)NR>’R*°,
NR°'R®? or a 1-imidazoyl, 3-imidazoyl or 4-imidazoy]l
radical and m 1s a positive mteger between 0 and 12
inclusive:

the radicals R® to R'® may also denote a (C,-C,,,)alkylaryl
radical or a group NR*°R®*,

R>® to R®*, independently of each other, represent a
hydrogen atom or a C,-C,, alkyl, aryl or C,-C,,
oxaalkyl radical.

The anions of the 1onic liquids are preferably chosen
from: Cl, Br, I, RSO,~, ROSO;™, [RPO,], [R(R'O)PO,]",
[(RO),PO,], BF,”, RBF;™, PF¢™, RPFs™, (R),PF,™, (R);
PF,-, RCO,", RSO, [(RSO,),NI-, [(RSO,),CHI"
[(RS0,),C(CN)]", [RSO,C(CN),I, [(RSO,)CI. giN
(CN),™, C(CN),™, [(C,0,),B]™ 1n which:

R and R', which may be 1dentical or diflerent, represent a

C,-C,, alkyl, aryl or (C,-C,)alkylaryl radical,

R, 1s a fluoro radical chosen from C,F,,  , in which
0=n=8, CF,0OCF,, HCF,CF, and C/F-.

In one particular embodiment, the 1onic liquid of the
invention comprises an organic polycationic part associated
with the number of amions required to ensure the electrical
neutrality of the compound. The polycationic part comprises
at least two repeating units that each bear a cationic group.
According to one variant, the repeating unit of the polyca-
tionic part may be a unit bearing a cationic side group, for
example one of the above cations 1n which one of the groups
R 1s a diradical for bonding with the repeating unit forming
the chain of the polycationic group. According to another
variant, the cationic groups form part of the chain of the
polycationic group, two substituents R on a cationic group
being diradicals that form a bond with adjacent cationic
groups.

10

20

25

30

35

40

45

50

55

60

65

8

Examples of 1onic liquids that may be mentioned most
particularly include 1-ethyl-3-methylimidazolium trifluo-
romethanesulphonate (EMlI-triflate), 1-ethyl-3-methylimi-
dazolium bis(trifluoromethanesulphonyl)imide (EMI-TFSI),
N-methyl -N-propylpyrrolidintum  trifluoromethanesul-
fonate, N-methyl-N-butylpyrrolidimmum trifluoromethane-
sulfonate, N-methyl-N-propylpiperidinium trifluorometh-
ane-sulifonate, N-methyl-N-propvlpyrrolidinium
tritluoromethanesulionate, N-methyl -N-butylpiperidinium
tritluoromethanesulionate, N-methyl-N-propylpyrroli-
dinium bis(trifluoromethanesulfonyljimide, N-methyl-N-
butylpyrrolidintum bis(trifluoro -methanesulfonyl)imide,
N-methyl-N-propylpiperidinium bis(trifluoromethane -sul-
fonyljimide, N-methyl-N-propylpyrrolidinium bis(trifluo-
romethane -sulfonyl)imide, N-methyl-N-butylpiperidinium
bis(trifluoromethanesulfonyl)imide, N-methyl-N-butyl-pyr-
rolidintum  bis(trifluoromethanesulfonyl imide, 1,3-dim-
cthyl-imidazolium bis(trifluoromethanesulifonyl)imide,
1 -ethyl-3-methylimidazolium bis(trifluoromethanesulfonyl)
imide, 1-propyl-3-methylimidazolium bis(trifluoro -meth-

anesulfonylyimide, 1-butyl-3-methylimidazolium bis(trii-
luoro -methanesulifonyl)imide,1-hexyl-3-
methylimidazolium  bis(trifluoromethane -sulfonyl)imide,

1-decyl-3-methylimidazolium  bis(trifluoromethanesulio-
nyljimide, 1-dodecyl-3-methylimidazolium  bis(tritluo-
romethanesulfonyl)imide, 1-tetradecyl-3-methylimidazo-
llum  bis(trifluoromethanesulfonyl)imide, 1-hexadecyl-3-
methylimidazolium bis(trifluoromethanesulfonyl)imide,
1-octadecyl-3-methylimidazolium bis(trifluoromethanesul-
fonylyimide, 1-2-dimethyl-3-propyl -imidazolium bis(trii-
luoromethanesulfonyl)imide, 1,3-dimethylimidazolium trii-
luoromethanesulionate, 1 -ethyl-3-methylimidazolium
tritluoromethane -sulfonate, 1-propyl-3-methylimidazolium
trifluoromethanesulfonate,  1-butyl-3-methylimidazolium
tritluoromethanesulionate,  1-hexyl-3-methylimidazolium
tritluoromethanesulionate,  1-decyl-3-methylimidazolium
tritluoromethane -sulfonate, 1-dodecyl-3-methylimidazo-
llum trifluoromethanesulionate, 1-tetradecyl-3-methylimi-
dazolium trifluoromethanesulionate, 1-hexadecyl-3-methyl
-imidazolium trifluoromethanesulionate, 1-octadecyl-3-pro-
pylimidazolium trifluoromethanesulfonate, and mixtures
thereof.

The 10nic liquid used 1n step 1) may also contain one or
more carbon precursors chosen from simple carbohydrates
such as sugars and polymerized carbohydrates such as starch
and cellulose. When they are used, these carbon precursors
make it possible to give the inorganic oxides of the invention
surface conductivity. Specifically, the carbon precursors are
soluble 1n the 10onic liquids and become distributed at the
surface of the oxide particles. The heating step gives rise to
a start of carbonization and may 1n this case be continued
beyond 380° C. ({or example up to 700° C.), preferably
under an inert atmosphere, to increase the surface conduc-
tivity of the oxide.

According to one preferred embodiment of the invention,
the heating temperature of the suspension during step 11) 1s
between 100 and 350° C. and even more preferentially
between 150 and 280° C.

According to one preferred embodiment, the heating step
11) 1s performed under an inert atmosphere, at atmospheric
pressure. Specifically, one of the important advantages of the
process 1n accordance with the invention 1s that 1t does not
require a chamber under pressure due to the absence of
volatility of the 1onic liqud(s). Step 1) may even be per-
formed continuously, 1n a heated chamber 1n which circulate
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the 1onic liquid and the precursors of the mnorganic oxide of
tormula (I), with a residence time that allows the reaction to
be complete.

The duration of the heating step 11) generally ranges from
10 minutes to 200 hours and preferably from 3 to 48 hours.

The separation of the morganic compound of formula (I)
during step 111) may be performed via any technique known
to those skilled 1n the art, for imnstance by extraction of the
ionic liquid with a solvent or by centrifugation and removal
of the possible by-products with water or an alcohol con-
taining from 1 to 6 carbon atoms.

At the end of the synthesis, the morganic compound of
formula (I) may be washed, for example with water and/or

with an organic solvent, for instance acetone, and then used
without further purification.

Also at the end of the synthesis, the 1onic liquid may be
recovered and washed, preferably with an acidic solution,
for istance an aqueous solution of hydrochloric acid, sul-
furic acid or sulfamic acid. The washing may also be
performed with water, when compound (I) 1s not a fluoro-
sulfate. After washing, and drying (for example on a
Rotavapor®) or under a primary vacuum, the 1onic liquid
may thus be reused for a new synthesis, which 1s very
advantageous from an economic viewpoint.

Conventionally, the mmorganic oxides of formula (I) may
be used 1n various applications as a function of the elements
constituting them. By way of example, the morganic oxides
of formula (I) of the 1nvention may be used as components
for the manufacture of electrodes, as ceramics, as magnetic
materials for data storage, or alternatively as pigments.

The present mmvention 1s illustrated by the following
embodiment examples, to which it 1s not, however, limited.

In the examples, unless otherwise mentioned, FeSO,.H,O
was prepared from FeSO,.7H.,O by heating under vacuum at
200° C., or by heating FeSO,.7H,O 1in the ionic liquid
EMI-TFSI at 250° C. for 2 hours.

FIGS. 1-2 represent the X-ray diflraction diagram of the
material LiFePO, obtained, respectively, in Examples 1-2.

FIGS. 3 to 4 represent the X-ray diflraction diagram for
the materials Na,FePO_,F of Examples 5 and 6.

FIGS. 5 to 9 represent the X-ray diflraction diagram for
the materials Na,MnPO_F, Na,Fe, ,-Mn, -PO_, LiFePO_F,
NaFeSO_F, L1TiPO_F obtained, respectively, in Examples 7
to 11.

FIGS. 10a and 1056 concern a lithium cell, and FIGS. 11a
and 115 concern a sodium cell containing the material of the
invention according to Example 5 (figures a) and the mate-
rial according to the mvention of Example 6 (figures b). In
cach of the figures, the variation of the potential P (in V) 1s
given as a function of the content x of alkali metal during the
first two cycles. The 1nsert represents the change in capaci-
tance C (1n mAh/g) as a function of the number of cycles N.

FIG. 12 represents the image obtained by SEM for the
material LiFeSOLF of Example 13.

FIG. 13a represents the TEM 1mage, more particularly the
corresponding SAED diagram, for the material LiFeSO,F of
Example 13, and FIG. 135 represents the EDS spectrum,
which shows the presence of F. The intensity i1s given on the
y-ax1s (in arbitrary units) as a function of the energy E (in
keV) on the x-axis.

FIG. 14 represents the X-ray diffraction diagram, and, in
the form of an 1nsert, the structure of the material LiFeSO_F
of Example 13.

FI1G. 15 represents the diagram obtained during the char-
acterization by TGA coupled with mass spectrometry, of the

material LiFeSO_F of Example 13.
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FIG. 16 represents the change in the X-ray diffraction
diagram during the increase in temperature for a material
LiFeSO,F.

FIG. 17 represents the X-ray diffraction diagram for an
equimolar mixture of anhydrous FeSO, and of LiF before
heat treatment (FIG. 17a) and after heat treatment 1n air at

450° C. for 15 minutes (FIG. 175).
FIGS. 18 to 21 represent the X-ray diflraction diagram for

Examples 15 to 18, respectively.
FIGS. 22 and 23 represent the X-ray diffraction diagram

and the diagram obtained during TGA characterization of
the material L1CoSO,F of Example 19.

FIG. 24 represents the change mm X-ray diflraction dia-
gram during the increase in temperature, for a sample of

L1CoSQO,F.
FIGS. 25 and 26 represent, respectively, the X-ray dif-
fraction diagram and the diagram obtained during charac-

terization by TGA of the material LiN1SO,F of Example 20.

FIG. 27 represents the change in the X-ray diffraction
diagram during the increase 1n temperature, for a sample of
LiN1SO,F.

FIGS. 28 and 29 represent the X-ray diflraction diagrams,
respectively, for the solid solution Fe, -Mn, -SO,.H,O of
Example 21 and for the compound FeSO_F of Example 22.

FIGS. 30 to 32 correspond to a compound of Example 16.
In FIG. 30, the main curve represents the variation 1in
potential as a function of the level of 1nsertion x of lithium,
during cell cycling at a regime of C/10, and the insert
represents the change 1in capacitance of the cell as a function
of the cycle number N. FIG. 31 represents the variation 1n
potential as a function of the level of 1nsertion x of lithium,
during cell cycling at a regime of C/2. FIG. 32 represents the
variation in capacitance as a function of the cycling regime
R.

In the X-ray diffraction diagrams, the intensity I (in
arbitrary units) 1s given on the y-axis, and the wavelength 20
1s given on the x-axis.

EXAMPLE 1

Synthesis of LiFePO, 1n the 1onic liquid
1-ethyl-3-methylimidazolium
bis(trifluoromethanesulfonyl)imide

In this example, the synthesis of LiFePO, was performed
by precipitation in a 50 ml round-bottomed flask.

To 1 ml of 1-ethyl-3-methylimidazolium bis(trifluo-
romethanesulifonyl)imide (or EMI-TFSI) (supplied by the
company Solvionic) containing 2 ml of 1,2-propanediol and
0.5 g of urea were added 0.524 g of 99% LL1H,PO,, (Aldrich)
and 1 g of FeCl,.4H,O. After stirring for 10 minutes, the
mixture (suspension) was brought to a temperature of 180°
C. with a temperature increase rate of 1° C./minute. The
temperature was maintained at 180° C. for 10 hours, and the
reaction medium was then cooled to room temperature.
After recovery by filtration, the powder of LiFePO, 1s
washed with 5 ml of acetone, and then with twice 50 ml of
distilled water, and finally with 5 ml of acetone, and 1s dried
in an oven at 60° C. 1 g of LiFePO, 1s obtained 1n a yield
ol 95%.

The compound thus obtained was then analyzed by X-ray
diffraction (XR) with a copper cathode. The corresponding
Ciﬁractogram 1s shown 1n the attached FIG. 1. It shows that
the 1norganic oxide LiFePQO, 1s a single phase of orthorhom-
bic structure. The morphology of the LiFePO,, thus obtained
1s as follows:

SG: Pnma (62)

a=10.33235 (5) A; b=6.00502 (6) A; c=4.69804 (3) A
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The 1onic hiquid used for the synthesis of the oxide
LiFePO, was then recovered and washed with 50 ml of
water, then with twice 50 ml of a hydrochloric acid solution
at a concentration of 2 mol/l, and finally with 50 ml of water,
and then dried on a Rotavapor®. d

EXAMPLE 2

Synthesis of LiFePO, in the Ionic Liquid

EMI-TEFSI 10

The synthesis of LiFePO, was performed by precipitation

in a 50 ml round-bottomed flask. 0.524 g of 99% LiH,PO,
(Aldrich) and 0.908 g of Fe(C,0,).2H,0O were added to 15
ml of EMI-TFSI. After stirring for 10 minutes, the suspen-
sion was brought to a temperature of 2350° C. with a
temperature increase rate of 1 C/minute. The temperature of
the reaction medium was maintained at 250° C. for 24 hours,
and the medium was then cooled to room temperature. After
recovery by filtration, the LiFePO, powder was washed with
50 ml of acetone, then with twice 50 ml of water and finally
with 50 ml of acetone and dried 1n an oven at 60° C. 1.53 g
of LiFePO, were obtained 1n a yield of 97%.

The compound thus obtained was analyzed by X-ray
diffraction with a copper cathode. The corresponding dii-
fractogram 1s shown 1n the attached FI1G. 2. It shows that the
inorganic oxide LiFePO, 1s a single phase that has the same
orthorhombic structure as the sample obtained according to
Example 1.

The 1onic liquid was recovered 1n the same manner as in
Example 1.
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EXAMPLE 3

35

Synthesis of LiFePO, in EMI-TFSI 1n the Presence
of Traces of 1-tetradecyl-3-methylimidazolium
bis(trifluoromethanesulfonyl)imide

The synthesis of LiFePO, was performed in a bomb,
5x107> mol of LiH,PO,, and 5x10~° mol of Fe(C,0,).2H,0
were added to 10 ml of EMI-TFSI containing traces of
1 -tetradecyl-3-methylimidazolium  bis(trifluoromethane-
sulfonyl imide (used as surfactant to modity the form of the
particles). After stirring, the reaction mixture was brought to
a temperature of 250° C. with a temperature increase rate of 45
1° C./minute. The temperature of the reaction medium was
maintained at 250° C. for 24 hours, and the medium was
then cooled to room temperature. After recovery, washing,
and drying as indicated above 1n Example 2, the expected
product was obtained. Analysis by X-ray difiraction showed
a single phase of LiFePQO.,,.

40

50

EXAMPLE 4

Synthesis of LiFePO, 1n 1-ethyl-3-methylimidazo-

llum trifluoromethanesulfonate (EMI-triflate) con-

taining traces of 1-tetradecyl-3-methylimidazolium
bis(trifluoromethanesulfonyl)imide

55

The synthesis of LiFePO, was performed i a bomb. 60
5%107 mol of LiH,PO,, and 5x10~° mol of Fe(C,0,).2H,0O
were added to 10 ml of EMI-triflate containing traces of
1 -tetradecyl-3-methylimidazolium  bis(trifluoromethane-
sulfonyl imide (used as surfactant to modity the form of the
particles). After stirring, the reaction mixture was brought to 65
a temperature of 250° C. with a temperature increase rate of
1° C./min. The temperature of the reaction medium was

12

maintained at 250° C. for 24 hours, and the medium was
then cooled to room temperature. Alter recovery, washing
and drying as indicated above 1n Example 2, the expected
product was obtained. Analysis by X-ray diflraction showed
a single phase of LiFePO,,.

EXAMPLE 5

Synthesis of Na,FePO,F from FeF, and Na PO,

1 ¢ of an FeF,/Na,PO, equimolar mixture (obtained by
orinding for 10 minutes) was introduced mto 5 ml of
1-butyl-2,3-dimethylimidazolium  bis(trifluoromethanesul-
fonyljimide. The mixture was heated at 270° C. for 48 hours
and then allowed to cool to room temperature. The powder
recovered after filtration 1s washed with 20 ml of acetone to
remove the traces of 1onic liquid, rinsed rapidly with cold
water to remove the traces of NaF formed during the
synthesis, washed with 20 ml of acetone, and then dried 1n
an oven at 60° C.

FIG. 3 shows the X-ray diflractogram of the compound
obtained according to the reaction scheme FeF,+
Na,PO,—Na,FePO_F+NaF. It shows that said compound 1s
a single orthorhombic phase whose parameters are: SG: P b
‘g?O); a=5.20681 (4) A; b=13.58217 (2) A; c=11.69389

cn
2) o

The compound Na,FePO_F 1s obtained 1n the form of
particles with a mean size of 20 to 50 nm.

EXAMPLE 6

Preparation of Na,FePO,F from FeF,, FeCl, and
Na,PO,

The procedure of Example 5 was repeated, using 1 g of an
equimolar mixture of Y2FeF,, \2FeCl, and Na;PO, as mix-
ture of precursors.

FIG. 4 shows the X-ray diflractogram of the compound
obtained according to the reaction scheme 2FeF,+142FeCl, +
Na,PO,—Na,FePO_F+NaCl. It shows that said compound
1s a single orthorhombic phase whose parameters are: SG: P
b ¢ n (60); a=5.22576 (4) A; b=13.86986 (2) A; c=11.79141
(2) A.

The compound Na,FePO_F 1s obtained 1n the form of
particles with a mean size of 1 to 3 um.

EXAMPLE 7

Synthesis of Na,MnPO_F tfrom MnF, and Na,PO,

The procedure of Example 1 was repeated, using 1 g of an
equimolar mixture of MnF,/NaPO, as mixture ol precur-
SOrS.

FIG. 5 shows the X-ray diflractogram of the compound
obtained according to the reaction scheme MnF,+
Na,PO,—Na,MnPO,F+NaCl. It shows that said compound
1s a single monoclinic phase whose parameters are: SG: P
121/N1 (14); a=13.69172 (4) A; b=5.30686 (2) A;
c=13.70873 (4) A; p=119.67074°.

EXAMPLE 3

Synthesis of Na,Fe, ,-Mn, ,-PO,F from FeF.,,
FeCl,, MnF, and Na PO,

The procedure of Example 6 was repeated, using 1 g of an
equimolar mixture of 0.5FeF,, 0.45 FeCl,, 0.05MnF, and
Na,PO, as mixture of precursors, and by modifying the
washing.
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The powder formed and recovered by filtration 1s washed
with acetone to remove the traces of 1onic liquid, and then

twice with 20 ml of methanol to remove the NaCl formed
during the synthesis, and then with 20 ml of acetone and
finally dried in an oven at 60° C.

FIG. 6 shows the X-ray diffractogram of the compound
obtained according to the reaction scheme

0.5Fel»,+0.45FeCl,+0.05MnCl,+
Na;PO,—=Na,Fe, gsMng 5PO4F+NaCl

FIG. 6 shows that said compound 1s a single orthorhombic
phase whose parameters are: SG: P b cn (60); a=5.24863 (4)
A; b=13.85132 (3) A; c=1.1.79877 (4) A.

EXAMPLE 9

Synthesis of LiFePO,F from FeF; and [.1,PO,

1 g of an FelF,/LL.1,PO, equimolar mixture (obtained by
orinding for 30 minutes) was introduced into 5 ml of
1-butyl-3-methylimidazolium  trifluoromethanesulionate.
The mixture was heated at 260° C. for 48 hours, and then
allowed to cool to room temperature. The powder recovered
after filtration was washed with 20 ml of acetone to remove
the traces of 1onic liquid, nnsed rapidly with cold water to
remove the traces of LiF formed during the synthesis,
washed with 20 ml of acetone and then dried 1n an oven at
60° C.

The X-ray diffractogram shown in FIG. 7 1s that of the
compound obtained according to the reaction scheme FeF ;+
L1,PO,—LiFePO, F+2L1F. It shows that said compound 1s a
single triclinic phase of space group P-1(2) whose param-
eters are: a=5.15616 A, b=5.31041 A, c=7.48189 A.
a=67.22507, B=67.33746, y=81.74728°, V=174.303 A°.

EXAMPL.

L1l

10

Synthesis of NaFeSO,F from FeSO,.7H,O and
Nal

A mixture of 5 ml of EMI-TFSI and 2.808 g of
FeSO,.7H,O 1s placed in an open Parr® bomb and heated to
230° C. After 5 hours of heating, the mixture 1s cooled to
room temperature, 0.42 g of NaF 1s added and the Parr®
bomb 1s then closed. After 10 minutes of magnetic stirring,
the mixture 1s heated at 250° C. for 24 hours. After cooling
to room temperature, the recovered powder 1s washed twice
with 20 ml of acetone and then dried 1n an oven at 60° C. The
X-ray diffraction diagram, shown in FIG. 8, shows the
formation of a new crystalline phase 1n an monoclinic
lattice, of space group P2,/c with the lattice parameters:
a=6.6798(2) A, b=8.7061(2) A, c=7.19124(18)A,
B=113.517(2) and V=383.473(18) A°.

EXAMPL.

L1l

11
Synthesis of LiTiPO_F

The synthesis 1s performed 1n a Parr® bomb at 260° C.
The limiting factor in the synthesis of LiTiPOLF 1s the
reaction temperature. To have a complete reaction with
standard 1onic liquds, temperatures above 300° C. are
required. However, fluorinated materials decompose at and
above 280° C. The use of an 10onic liquid protected with a
CH, group 1n position 2 in the presence of an OH (hydroxyl)
group makes 1t possible to reduce the reaction temperature
by increasing the solubility of the precursors.
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1 g of an equimolar mixture of TiF; and L1,PO,, prepared
by grinding for 30 minutes 1s added to 5 ml of 1,2-dimethyl
(3-hydroxypropylimidazolium bis(trifluoromethanesulio-
nyljimide. After stirring for 20 minutes, the mixture 1s
heated at 260° C. for 48 hours and then cooled to room
temperature. The powder recovered by filtration 1s washed
with 20 ml of acetone to remove the traces of 10nic liquid,
rinsed with cold water to remove the traces of LiF formed
during the synthesis, washed with 20 ml of acetone and then
dried 1n an oven at 60° C.

FIG. 9 shows the X-ray diflractogram of the compound
L1T1PO_F obtained according to the reaction scheme TiF+
L1,PO,—L1T1PO_F+2Li1F. It shows that said compound 1s a
single triclinic phase of space group P-1(2) whose param-
eters are: a=5.24979 A, b=5.31177 A, ¢c=7.43029 A:

a=68.07435°, B=68.01394°, v=83.37559° V=178.161 A".
The compound 1s 1n the form of nanometric particles.

EXAMPLE 12

The performance qualities of the compounds obtained via
the process described 1mn Examples 5 and 6 were evaluated.

Each of the matenals was used as cathode material, on the
one hand, 1n a “lithium” electrochemical cell, and, on the
other hand, in a “sodium” electrochemical cell. Cycling was
performed at a regime of C/15, in which an electron 1s
exchanged 1n 15 hours.

The “lithium” cell comprises:

an anode formed from a sheet of lithium metal;

an electrolyte formed from a 1M solution of LiPF 1n a 1/1

by mass mixture of ethyl carbonate and dimethyl
carbonate.

The “sodium™ cell comprises:

an anode formed by sodium metal applied to a steel disk;

an electrolyte formed by a 1M solution of NaClO, 1n

propylene carbonate.

FIGS. 10 and 105 concern the “lithium” cells, and FIGS.
11a and 115 concern the “sodium™ cells. The figures a
concern the material of the invention according to Example
5, and the figures b concern the material according to the
invention of Example 6.

In each of the figures, the variation of the potential P (in
V) 1s g1ven as a function of the content x of alkali metal over
the first two cycles (for the compound (LL1,Na) FePO,F 1n
FIG. 10, for the compound Na FePO,F 1 FIG. 11). The
insert represents the change 1n capacitance C (1n mAh/g) as
a function of the cycling regime R.

EXAMPLE 13
Preparation of LiFeSO,F
Synthesis
In a preliminary step, FeSO,.7H,O was subjected to heat

treatment 1n EMI-TFSI at 250° C. for 10 hours, and then at
280° C. for 24 hours. The monohydrate FeSO,.H,O formed
1s recovered by centrifugation, washed with ethyl acetate
and then dried under vacuum at 100° C.

0.85 g of FeSO,.H,O thus obtained and 0.148 g of LiF
(1/1.14 mole ratio) were mixed together 1n a mortar, the
mixture was introduced into a Parr® bomb and 5 ml of
cthylmethylimidazolium bis(trifluoromethanesulionyl)
imide (EMI-TFSI) were added. The mixture was stirred for
20 minutes at room temperature, the phases were allowed to
settle for 2 hours, and the mixture was then heated at 300°
C. for two hours, in the open bomb, without stirring.
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After cooling the reaction mixture to room temperature,
the powder obtained was separated out by centrifugation,

washed 3 times with 20 ml of dichloromethane and then
dried 1 an oven at 60° C.

The product obtained 1s 1n the form of a pale green
powder. It was subjected to various analyses.
SEM Analysis

FIG. 12 shows the 1mage obtained by SEM and shows that
the powder 1s in the form of aggregates formed from
micrometric particles.

TEM Analysis

FIG. 13a shows the TEM 1mage, more particularly the
corresponding SAED diagram, and shows that the particles
are formed from numerous crystallites. FIG. 135 shows the
EDS spectrum, which shows the presence of F. The intensity
1s given on the y-axis (1n arbitrary units) as a function of the
energy E keV) on the x-axis.

X-Ray Diflraction

FIG. 14 shows the X-ray diffraction diagram, and, in the
form of an insert, the structure of the compound obtained.
This structure comprises independent FeO,F, octahedra,
SO, tetrahedra with tunnels in which are located the Li"
1018,

Thermogravimetric Analysis (TGA)

FIG. 15 shows the diagram obtained during characteriza-
tion of the compound by TGA coupled with mass spectrom-
etry. The top curve (which bears the values —1.14%, 0.07%,
etc.) corresponds to the TGA analysis, the middle curve
(which bears the values 458.5° C. and 507.4° C.) corre-
sponds to the differential scanning calorimetry (DSC), and
the bottom curve (bearing the references m48 and m64)
corresponds to the mass spectrometry. These curves show
that a 23.41% loss of weight takes place between 400° C.
and 700° C., corresponding to a loss of SO,, which, under
clectron 1impact 1n the mass spectrometers, becomes partially
fragmented to SO. The undulations 1 the TGA and DSC
curve for temperatures above 350° C. indicate the start of
thermal instability of the compound.

The DSC and TGA analyses thus show that it 1s not
possible to obtain LiFeSO,F via a ceramic-route process
performed at temperatures above 400° C. as described in
US-2005/0163699.

To confirm this fact, a sample of the product obtained in
the present example was heated in air for 30 minutes as in
US 2005/0163699, FI1G. 16 shows the change 1n the X-ray
diffraction diagram during the temperature increase. The
lines that are visible at 500° C. are attributed to the com-
pounds existing at this temperature, with reference to the
JCPDS file numbers corresponding to the identified mate-
rials, as follows:

* Fe,0O5 (79-1741)

| Fe, O, (25-1402)

¥ [1,S0, (32-064)+FeF;.3H,0 (32-0464)
* L1HSO, (31-0721)

COMPARATIVE EXAMPL.

T

14

An equumolar mixture of anhydrous FeSO, and of LiF
was prepared and heated 1n air at 450° C. for 15 minutes.

FIG. 17 shows the X-ray diffraction diagram for the
starting reagent mixture (FIG. 17a) and for the product
obtained after the heat treatment (FIG. 175). The peaks
corresponding, respectively, to FeSO, and to LiF are visible
in FIG. 17a, whereas FIG. 175 shows peaks corresponding,
respectively, to LiF, L1,50,, Fe,O, and L1,S,0-.

This example confirms that the ceramic-route treatment of
a precursor mixture of Fe and of S, and of a precursor of F
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does not give the compound LiFeSO_F, contrary to what 1s
asserted i US 2005/0163699.

EXAMPLE 15

Synthesis of LiFeSO,F from FeSO,.7H,O and LiF
in EMI-TFSI

A mixture of 1.404 g of FeSO,.7H,O and 0.149 g of LiF
prepared 1n a mortar was placed 1n a PTFE flask containing
3 ml of 1-ethyl-3-methylimidazolium bis(trifluoromethane-
sulfonyl)yimide (EMI-TFSI), the mixture was subjected to
magnetic stifling for 20 minutes at room temperature, the
stifling was stopped, 2 ml of 1onic liquid (EMI-TFSI) were
then added, and the mixture was maintained at room tem-
perature for 30 minutes without stirring. The whole was then
placed 1n an oven at 200° C., the oven temperature was
increased by 10° C. every 20 minutes up to 275° C.,
maintained at thus value for 12 hours and then allowed to
cool slowly.

The powder formed during the heat treatment was sepa-
rated from the 1onic liquid by centrifugation, washed three
times with 10 ml of dichloromethane and then dried in an
oven at 60° C.

The refinement of the X-ray diffraction spectrum per-
formed with a copper cathode (shown 1n FIG. 18) shows the
presence of two phases LiFeSOLF and FeSO,.H.O i
equivalent proportions.

Phase 1: LiFeSO,F

Triclinic, space group: P-1 (2)

A=5.1819(5) A, b=5.4853(4) A, c=7.2297(4) A.
a=106.4564(3)°, p=107.134(6)°, v=97.922(5)°
V=182.761(4) A®.

Phase 2: FeSO,.H,O

Triclinic, space group: P-1(2)

A=5.178(7) A, b=5.176(7) A, c=7.599(7) A;
a=107.58(6)°, p=107.58(8)°, v=93.34(6)°
V=182.56(4) A°.

This example shows that the use of 1ron sulfate heptahy-
drate does not make it possible to obtain a triclinic mono-
phase compound.

EXAMPLE 16

Synthesis of LiFeSO,F starting with FeSO,.H,O
and LiF in EMI-TFSI

A mixture of 0.85 g of FeSO,.H,O and 0.149 g of LiF
(1/1.14 mole rati0) prepared in a mortar was mtroduced 1nto
a PTFE flask containing 3 ml of 1-ethyl-3-methylimidazo-
lium  bis(trifluoromethanesulifonyl )imide (EMI-TFSI), the
mixture was subjected to magnetic stirring for 20 minutes at
room temperature, the stirring was stopped, 2 ml of 10nic
liguid (EMI-TFSI) were then added, and the mixture was
maintained at room temperature for 30 minutes without
stirring. The whole was then introduced into an oven at 200°
C., and the oven temperature was increased by 10° C. every
20 minutes up to 275° C., maintained at this value for 12
hours and then allowed to cool slowly.

The powder formed during the heat treatment was sepa-
rated from the 1onic liquid by centrifugation, washed 3 times
with 10 ml of dichloromethane and then dried 1n an oven at
60° C.

The refinement of the X-ray diffraction spectrum pro-
duced with a copper cathode (shown 1n FIG. 19) shows the
presence of a single LiFeSO,F phase, the lattice parameters
of which are as follows:
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Triclinic, space group: P-1 (2)
a=5.1827(7) A, b=5.4946(6) A, c=7.2285(7) A.
a=106.535(7)°, p=107.187(6)°, yv=97.876(5)°
V=182.95(4) A°.

EXAMPL.

(L]

17

Synthesis of LiFeSO,F Starting with FeSO,.H,O
and LiF

A mixture of 0.85 g of FeSO,.H,O and 0.149 g of LiF
(1/1.14 mole ratio) prepared 1n a mortar was placed in an
autoclave containing 3 ml of 1-ethyl-3-methylimidazolium
bis(trifluoromethanesulfonyl)imide (EMI-TFSI), the mix-
ture was subjected to magnetic stirring for 30 minutes at
room temperature, the stirring was stopped, 2 ml of 10nic
liquad (EMI-TFSI) were then added and the mixture was
maintained at room temperature for 30 minutes without
stirring. After closing the autoclave under argon, the whole
was placed 1 an oven at 200° C., and the temperature of the
oven was increased by 10° C. every 20 minutes up to 280°
C., maintained at this value for 48 hours and then allowed to
cool slowly.

The powder formed during the heat treatment was sepa-
rated from the 1onic liqud by centrifugation, washed 3 times
with 10 ml of dichloromethane and then dried 1n an oven at
60° C.

The product obtained 1s 1 the form of a whitish powder.
The color slightly different than that of the sample of
Example 1 denotes a tendency towards non-stoichiometry of
the phases, according to the operating conditions.

The refinement of the X-ray diflraction spectrum pro-
duced with a copper cathode (shown in FIG. 20) shows the
presence of a single LiFeSO,F phase, the lattice parameters
of which are as follows:

Triclinic, space group: P-1 (2)

a=5.1782(4) A, b=5.4972(4) A, c=7.2252(4) A.
a=106.537(4)°, p=107.221(4)°, v=97.788(3)°
V=182.82(4) A°.

EXAMPL.

L1l

18

Synthesis of LiFeSO,F Starting with FeSO,.H,O
and LiF 1n 1-butyl-3-methylimidazolium
trifluoromethanesulionate (triflate)

A mixture of 0.85 g of FeSO,.H,O and 0.149 g of LiF
(1/1.14 mole rati0) prepared 1n a mortar was mtroduced nto
an autoclave containing 3 ml of 1-butyl-3-methylimidazo-
lium trifluoromethanesulionate (triflate), the mixture was
subjected to magnetic stirring for 30 minutes at room
temperature, the stirring was stopped, 2 ml of 1onic liquid
EMI-TT1 were then added and the mixture was maintained at
room temperature for 30 minutes without stirring. After
closing the autoclave under argon, the whole was placed 1n
an oven at 200° C., and the temperature of the oven was
increased by 10° C. every 20 minutes up to 270° C.,
maintained at thus value for 48 hours and then allowed to
cool slowly.

The powder formed during the heat treatment was sepa-
rated from the 1onic liquid by centrifugation, washed 3 times
with 10 ml of dichloromethane and then dried 1n an oven at
60° C.

The refinement of the X-ray diflraction spectrum pro-
duced with a cobalt cathode (shown 1n FIG. 21) shows the
presence of an LiFeSO_F phase (representing about 50% by
mass) and two “anhydrous FeSO,” phases.
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hase 1: LiFeSO,F, triclinic, space group: P-1(2)
hase 2: orthorhombic, space group Cmcm (63)
hase 3: orthorhombic, space group Pbnm (62)

Comparison of this example with the preceding example
shows that the use of a hydrophobic 1onic liquid (EMI-TFSI)
makes 1t possible to obtain a monophase LiFeSO/F com-
pound, whereas the hydrophilic ionic liquid used in the
present example dehydrates the FeSO,.H,O belore the reac-
tion. The result 1s a partial reaction, and as such the final
product 1s a mixture.

~ T

EXAMPLE 19

Synthesis of [1CoSO,F Starting with CoSO,.H,O
and LiF in EMI-TFSI

The precursor CoSO,.H,O used was prepared Ifrom

CoS0,.7H,O by heating under vacuum at 160° C. for 2
hours.

A mixture of 0.86 g of CoSO,.H,O and 0.149 g of LiF
(1/1.13 mole ratio) prepared in a mortar was placed 1n a
PTFE flask containing 5 and of 1-ethyl-3-methylimidazo-
lium  bis(trifluoromethanesulfonylimide (EMI-TFSI), the
mixture was subjected to magnetic stirring for 20 minutes at
room temperature, and the stirring was stopped. The tlask
was then closed under argon, and the reaction mixture was
maintained at room temperature for 30 minutes without
stirring. The whole was then introduced 1nto an oven at 250°
C., the temperature of the oven was increased by 5° C. every
10 minutes up to 275° C., maintained at this value for 36
hours and then allowed to cool slowly.

The powder formed during the heat treatment was sepa-
rated from the 1onic liquid by centrifugation, washed 3 times
with 10 ml of ethyl acetate, and then dried in an oven at 60°
C.

The refinement of the X-ray diffraction spectrum pro-
duced with a cobalt cathode (shown 1n FIG. 22) shows the
presence of a single phase of triclinic lattice (P-1)
L1CoSO_F, whose lattice parameters are as follows:
a=5.1719(6) A, b=5.4192(6) A, c=7.1818(7) A.
a=106.811(7)°, p=107.771(7)°, v=97.975 (5)°
V=177.71(3) A°.

The curve obtained by thermogravimetric analysis 1s
shown 1n FIG. 23. It shows a loss of weight at and above
400° C., which 1s proof that the compound L1CoSO_F 1s
decomposed. It therefore cannot be obtained via a solid-
phase process using higher temperatures.

To confirm this fact, a sample of the product obtained 1n
the present example was heated 1n air for 30 minutes as in
US 2005/0163699. FIG. 24 shows the change in the X-ray
diffraction diagram during the temperature increase. The
arrows denote the zones in which the peaks corresponding to
decomposition products are present. It thus appears that the
compound begins to decompose at 375° C. The abbreviation
“R1” given to the right of the bottom curve means “room
temperature™.

EXAMPL.

(L]

20

Synthesis of LiN1SO,F Starting with Ni1SO,.H,O
and LiF in EMI-TFSI

The monohydrate Ni1SO,.H,O used as precursor was

prepared from Ni1SO,.7H.O by heating under vacuum at
240° C. for 2 hours.
A mixture of 0.86 g of N1SO,.H,O and 0.149 g of LiF

(1/1.13 mole ratio) prepared in a mortar was placed 1n a
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PTFE tlask containing 5 ml of 1-ethyl-3-methylimidazolium
bis(trifluoromethanesulfonyl)imide (EMI-TFSI), the mix-

ture was subjected to magnetic stirring for 20 minutes at
room temperature, and the stirring was stopped. The flask
was then closed under argon and the reaction mixture was
maintained at room temperature for 30 minutes without
stirring. The whole was then placed in an oven at 250° C.,
and the temperature of the oven was increased up to 285° C.
over 2 hours, maintained at this value for 36 hours, and then
allowed to cool slowly.

The powder formed during the heat treatment was sepa-
rated from the 1onic liguid by centrifugation, washed 3 times
with 10 ml of ethyl acetate and then dried 1n an over at 60°
C.

The X-ray diffraction diagram produced with a cobalt
cathode (shown in FIG. 25) shows that the compound
obtained contains more than 90.95% of a phase similar to
that of LiFeSO,F or LiCoSO_F. The lattice parameters of
this phase are as follows:

Triclinic, space group: P-1 (2)

a=5.173(1) A, b=5.4209(5) A, c=7.183(1) A,
a=106.828(9)°, p=107.776(8)°, v=97.923 (8)°
V=177.85(5) A°.

The curve obtained by thermogravimetric analysis 1s
shown 1n FIG. 26. It shows a weight loss at and above 380°
C., which 1s proof that the compound LiN1SO_F has decom-
posed. It therefore cannot be obtamned via a solid-phase
process using higher temperatures.

To confirm this fact, a sample of the product obtained in
the present example was heated in air for 30 minutes as in
US 2005/0163699, F1G. 27 shows the change 1n the X-ray
diffraction diagram during the temperature increase. The
arrows denote the areas i which the peaks corresponding to
decomposition products are present. It thus appears that the
compound begins to decompose at 375° C. The abbreviation
“R1” given to the right of the bottom curve means “room
temperature™.

EXAMPL.

(Ll

21
Solid Solution of LiFe,_ Mn SO, F

A compound LiFe,_ Mn SO,F was prepared from LiF
and from a solid solution Fe,_ Mn SO,.H,O as precursor.
Preparation of the Precursor

1-y mol of FeSO,.7H,O and y mol of MnSO_,.H,O were
dissolved 1n 2 ml of water degassed beforehand with argon
to avoid oxidation of the Fe(II), followed by addition of 20
ml of ethanol. The powder formed by precipitation during,
the addition of the ethanol was recovered by centrifugation,
washed twice with 20 ml of ethanol and then heated at 200°
C. under vacuum for 1 hour.

Several samples were prepared, by varying the value of v.

The samples were analyzed by X-ray difiraction. The
diffractogram of the sample “y=0.5" obtained 1s shown 1n
FIG. 28. It shows that 1t 1s a solid solution
Fe, -Mn, -S5O, .H,O whose lattice parameters are as follows:
Triclinic; space group: P-1 (2)
a=5.2069 A, b=5.2056 A, ¢=7.6725 A,
a=107.7196°, 3=107.4498°, v=93.08°
V=1186.56 A°.

Preparation of the Solid Solution LiFe,_ Mn, SO,F

The synthesis was performed via the 1onothermal route in
an autoclave at 270° C., for various samples of precursors.

A mixture of 0.85 g of Fe, -Mn, -SO,.H,O and 0.149 g of
LiF (1/1.14 mole ratio) prepared in a mortar was placed 1n
an autoclave contaiming 3 ml of 1-ethyl-3-methylimidazo-
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lium  bis(trifluoromethanesulfonyl imide (EMI-TFSI), the
mixture was subjected to magnetic stirring for 20 minutes at
room temperature, the stirring was stopped, 2 ml of 10nic
liguid (EMI-TFSI) were then added and the mixture was
maintained at room temperature for 30 minutes without
stirring. After closing the autoclave under argon, the whole
was placed 1 an oven at 200° C., and the temperature of the
oven was increased by 10° C. every 20 minutes up to 270°
C., maintained at this value for 48 hours and then allowed to
cool slowly.

The powder formed during the heat treatment was sepa-
rated from the 1onic liquid by centrifugation, washed 3 times
with 10 ml of dichloromethane and then dried 1n an oven at
60° C.

The X-ray diffraction shows the formation of the solid
solution LikFe, _ Mn SO_F at low values ot y (especially for
y<(0.1) and the formation of mixed phases for higher values
of v (especially for y>0.23).

EXAMPL.

L1l

22

Preparation of FeSO_F

The compound 1s prepared by chemical delithiation with
NO,OF, 1n acetonitrile at room temperature. The X-ray
diffraction spectrum shown in FIG. 29 shows that the
compound crystallizes in a lattice whose parameters are:
triclinic, space group: P-1 (2)

A=5.0682 A, b=5.0649 A, c=7.255 A
.69.36°, =68.80°, y=88.16°
V=161.52A".

EXAMPL.

(Ll

23

Electrochemical Tests

Samples of compound LiFeSO,F, prepared according to
Example 16, were tested as positive electrode matenal 1n a
Swagelok cell in which the electrode 1s a lithium foil, the
two electrodes being separated by a polypropylene separator
soaked with a 1M solution of LiPF, 1n a 1/1 ethylene
carbonate/dimethyl carbonate EC-DMC mixture. To pro-
duce a positive electrode, 80 mg of LiFeSO,F (1n the form
of particles with a mean diameter of 1 um) and 20 mg of
carbon were mixed together by mechanical grinding in a
SPEX 1800 mull for 15 minutes. An amount of mixture
corresponding to 8 mg of LiFeSO,F per cm” was applied to
an aluminum current collector.

In FIG. 30, the main curve shows the variation 1n potential
as a function of the degree of insertion of lithium, during the
cell cycling at a regime of C/10, and the insert shows the
change in capacitance of a cell during the succession of
cycles at a regime of C/10, N being the number of cycles.

FIG. 31 shows the variation in potential as a function of
the degree of insertion of lithium, during cell cycling at a
regime of C/2.

FIG. 32 shows the vanation in capacitance of a cell as a
function of the cycling regime R.

It 1s thus seen that the capacitance remains at 90% at a
regime of 0.5 C, and at 67% at a regime of C/10.

The mvention claimed 1is:
1. A process for preparing an morganic oxide of formula
1) A M, (YO,),Z, (1) in which:
A represents at least one element chosen from alkali
metals, alkaline-earth metals, a dopant element and a
space;
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M represents (T,_,1"), T representing one or more tran-
sition metals and T' representing at least one element
chosen from Mg, Ca, Al and rare-earths, 0 <t<1;

Y represents at least one element chosen from S, Se, P, As,
S1, Ge and Al;

7. represents at least one element chosen from F, O and
OH;

a, m, v and z are stoichiometric coeflicients and are real,
zero or positive numbers, with the following condi-
tions:

a, m, t, v and z are such that the electrical neutrality of the
inorganic oxide of formula (I) 1s respected,

a=0; m>0; y>0

7=0);

starting with precursors of the constituent elements of the
iorganic oxide of formula (I), said process comprises
the following steps:

1) dispersion of said precursors 1n a support liqud
consisting essentially of one or more 1onic liquids
formed from a cation and an anion whose electrical
charges equilibrate, to obtain a suspension of said
precursors 1n said liquid, said precursors having no
solubility 1n said liquid support

1) heating of said suspension to a temperature from 25
to 380° C.,

111) separation of said 1onic liquid and of the mnorganic
oxide of formula (I) denived from the reaction
between said precursors.

2. The process as claimed in claim 1, wherein the pre-
cursors of an alkali metal A are selected from the group
consisting of the salts of thermolabile anions; the salts of
volatile organic acids; and the salts of acids that can decom-
pose when hot.

3. The process as claimed in claim 2, wherein said
precursors are selected fro the group consisting of L1,CO;,
LiHCO,, LiOH, Li1,0,, LiNO;, LiCH,CO,, LiCHO.,,
[1,C,0,, 11,C.H.O,, Na,CO,, NaOH, Na,O,, NaNO,,
NaCH,CO,, NaCHO,, Na,C,0O,, Na;C.H.0,, K,CO,,
KOH, K,O,, KO, KNO,, KCH,CO,, KCHO,, K,C,O,,
K,CH.O, and hydrates thereof.

4. The process as claimed in claim 1, wherein the pre-
cursors of a transition metal M are selected from the group
consisting of the salts of volatile inorganic acids, the salts of
volatile organic acids, the salts of acids that can decompose
when hot, and the salts of inorganic acids.

5. The process as claimed 1n claim , wherein the precur-
sors of the oxyanions YO, are chosen from the correspond-
ing acids thermolabile ammonium, amine, 1midazole or
pyridine salts.

6. The process as claimed claim 1, wherein the oxyanion
YO, precursors are selected from the group consisting of
AHSO, and A,SO,, in which A represents an alkali metal.

7. The process as claimed 1n claim 6, wherein the oxy-
anion YO, precursors are selected from the group consisting
of LiHSO, and [1,S0,.

8. The process as claimed 1n claim 1, wherein the amount
of precursors present in the 1onic liquid during step 1) 1s from
0.01% to 85% by mass.

9. The process as claimed 1n claim 1, wherein the oxides
of formula (I) are selected from the group consisting of the

fluorosulfates A M_SO.F and sulfates.

10. The process as claimed 1n claim 1, wherein the cations
of the 1onic liquid are selected from the group consisting of
the cations of the following formulae:
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in which:

the radicals R*-R'’, R*/, R** , R*®*, R*” , R’/ R**, R,
R* and R*° to R”’, independently of each other, rep-
resent a C,-C,, alkyl, C,-C,, arylalkyl or (C,-C,,)
alkylaryl radical;

the radicals R*® to R**, R*°, R*°> R*°* R°“ to R*°, R>>, R°°,
R?®, R* to R**, R*™, and R™ represent a hydrogen
atom, a C,-C,, alkyl radical, an aryl radical, a C,-C,,
oxaalkyl radical or a radical [(CH),] Q in which Q
represents OH, CN, C(=0O)OR>®, C(=0O)NR>’R,,,.
NR°'R®? or a 1-imidazoyl, 3-imidazoyl or 4-imidazoyl
radical and m 1s a positive mteger between 0 and 12
inclusive;

the radicals R® to R'® may also denote a (C,-C,,)alkylaryl
radical or a group NR*°R®?,

R>® to R°*, independently of each other, represent a
hydrogen atom or a C, -C,, alkyl, aryl or C,-C,,
oxaalkyl radical.

11. The process as claimed 1n claim 1, wherein the anions
of the 1onic liquids are selected from the group consisting of:
Cl, Br,I, RSO, ,ROSO,~, [RPO.], [R(R'O)PO,]~, [(RO),
PO,|™, BF,”, RBF;™, PF4", RPF;™, (R),PF,™, (R);PF;™,
R,CO,~ RSO,™, [(RSO,),NI [(RSO,),CHI, [(RSO,),C
CNF, [RSO,CIEN)LI,  [RSO)CF! . N(CN),,
C(CN);™, [(C,0,),B] 1n which:

R and R', which may be identical or different, represent a

C,-C,, alkyl, aryl or (C,-C,)alkylaryl radical,

R, 1s a fluoro radical chosen from CJF,,  , 1n which
O=n=8, CF,0OCF,, HCF,CF, and C/F..

12. The process as claimed 1n claim 1, wherein the 10nic
liquid contains one or more carbon precursors chosen from
simple carbohydrates and polymerized carbohydrates.

13. The process as claimed 1n claim 1, wherein the heating
step 11) 1s continued d beyond 380° C.
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14. The process as claimed in clan wherein the heating
step 1s performed under an inert atmosphere, at atmospheric
pressure.

15. The process as claimed in claim 1, wherein the
duration of the heating step 11) ranges from 10 minutes to
200 hours.

16. The process as claimed in claim 2, wherein the
precursors of an alkali metal A are selected from the group
consisting of carbonates, hydrogen carbonates, hydroxides,
peroxides and mitrates; acetates and formates; oxalates,
malonates and citrates.

17. The process as claimed in claim 4, wherein the
precursors ol a transition metal M are selected from the
group consisting ol nitrates and carbonates, acetates and
formates, oxalates, malonates and citrates, and sulfates,
chlorides and bromides.

18. The process as claimed in claim 5, wherein the
precursors of the oxyanions YO, are chosen from H,SO,;
thermolabile ammonium, amine, imidazole or pyridine salts.

19. The process as claimed 1n claim 12, wherein the 10nic
liquid contains one or more carbon precursors chosen from
sugars and starch and cellulose.
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